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NOTICE

This report was prepared as an account of Government sponsored work. Neither
the United States, nor the National Aeronautics and Space Administration
{NASA], nor any person acting on behalf of NASA:

A.) Makes any warranty or representation, expressed or implied, with
respect to the accuracy, completeness, or usefulness of the informa-
tion contained in this report, or that the use of any information,
apparatus, method, or process disclosed in this report may not
infringe privately owned rights; or

B.) Assumes any liabilities with respect fo the use of, or for damages
resulting from the use of any information, apparatus, method or
process disclosed in this report.

As used above, "person acting on behailt of NASA" includes any employee or
contractor of NASA, or employee of such contractor, to the extent that such
employee or contractor of NASA, or emplioyee or such contractor prepares, dis-
seminates, or provides access o, any information pursuant to his employment or
contract with NASA, or his employment with such contractor.
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Washington, D, C. 20546
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FOREWORD

The work described herein is being performed by TRW Inc. under the
sponsorship of the National Aeronautics and Space Administration under
Contract NAS-3-13469. This contract involves work similar to that conducted
under Contracts NAS-3-9439 and NAS-3-2545, The purpose of this study is to
obtain design creep data on refractory metal alloys for use in advanced space
power systems. A listing of all reports presented to date on this program
is included in Appendix |. Additional work on this program is presently
being performed under Contract NAS-3-15554.

The program is administered for TRW Inc. by H. E. Collins, Program
Manager; K. D. Sheffler is the Principal Investigator with R. R, Ebert con-
tirbuting to the program. The NASA Technical Manager is Paul E. Moorhead.-

Prepared by: é%o &ufpé,é%/

K. D. Sheffley/
Principal Engineer

Reviewed by: : l

H. E. Collins
Principal Engineer

Approved by: =2,4, W

E. A, Steigerwald
Manager
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ABSTRACT

Ultrahigh vacuum creep tests have been performed on tungsten,
molybdenum, and tantalum alloys to develop design creep data and to
evaluate the influence of liquid 1ithium exposure on the creep resistance
of a tantalum alloy. Test conditions were generally selected to provide
1% creep in 1000 to 10,000 hours, with the test temperatures ranging
between 1600 and 2900°F (1144K and 1866K). One percent creep 1ife data
from a tantalum-base T~111 alloy (Ta-8%W-2%Hf) were analyzed using Manson's
recently developed station function method to provide an improved para-
metric representation of the T-111 data. In addition, the minimum creep
rate data from an ASTAR 811C alloy (Ta-8%w-1%Re~-.7%Hf-.025%C) were analyzed
to determine the stress and temperature dependence of creep rate. Results
of this analysls Indicated that the activation energy for creep decreased
from about 150 Kcal/mole (5130 J/mole) above 2400°F (1589K) to about
110 Kcal/mole (3760 J/mole) below 2000°F (1361K). This temperature range
corresponds to the range where the creep mechanism changes from grain
boundary sliding to Intragranular creep.
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SUMMARY

Creep tests were conducted in ultrahigh vacuum on the tantalum-base
alloys T-111 (Ta-8%W-2%Hf) and ASTAR 811C (Ta-8%W- 7%Hf-1%Re~-.025%C), on
the molybdenum alloy TZM {(Mo-.5Ti-.1Zr), and on pure vapor deposited tungsten.
One percent creep life data for the T-i11 alloy were analyzed using Manson's
recently developed station function analysis. Results of this analysis are
presented in the form of an improved parametric representation for the T-111
1% creep life in the temperature range 2200 to 2400°F (1478 to 1589K) and
stress range of 1.5 to 12 ksi. In addition, comparative tests were made to
evaluate the influence exposure to liquid lithium on the creep strength of
the T-111 alloy. Preliminary results showed little difference between the
creep strength of specimens exposed to either lithium or to a 1072 torr
vacuum for 1000 hours at 2400°F (1589K), with both exposures providing 1%
creep lives which were significantly longer than previously observed for
the T-111 alloy tests. Efforts are presently underway to obtain -amples
from the specific heat used in :he exposure program so that pre-e:posure
tests may be performed.

The effort to characterize the creep strength of ASTAR 811C annealed
1/2 hour at 3600°F (2255K) was essentially completed during this report
period, with only a few tests remaining in progress from this series. A new
sequence of ASTAR tests on specimens annealed ! hour at 3000°F (1922K) was
initiated and preliminary 1% creep data from this series are reported. These
data show that the 3600°F (2255K) heat treatment produces superior creep
resistance only at the higher temperatures and lower stresses.

An analysis was made of the creep rate data developed on the ASTAR
811C alloy annealed 1/2 hour at 3600°F (2255K) in order to determine the
stress and temperature dependence of the creep rate. Results of this
analysis showed that the activation energy for creep changed from approxi-
mately 150 Kcal/mole (5130 J/mole) in the 2400°F (1589K) range to about
110 Kcal/Mole (3760 J/mole) below 2000°F (1366K). This corresponds to the
temperature range where the creep mechanism in the T-111 alloy appears to
change from grain boundary sliding to intragranular deformation. The value
observed at the higher temperatures seems high when compared with the activa-
tion energy for self diffusion in tantalum, which is on the order of 100-110
Kcal/mole (3420-3760 J/mole).

The second of a series of creep tests on CVD tungsten annealed 100
hours at 3272°F (2073K) was initiated during the current period. Results
of this test showed an extrapolated 1% creep 1ife of 13,000 hours at 2912°F
(1873K) and 1 ksi (6.9 mN/m2).

itt
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tn a continuation of a previous study, the influence of both composi-
tion and processing on the creep strength of the molybdenum base alioy TZM
was examined. A specially processed disc having a higher than normal carbon
content and forged at higher than normal temperatures was found to be sign.-
ficantly stronger than a conventionally forged TZM disc.

fv
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INTRODUCT | ON

Current design concepts for space electric power systems specify
refractory metals and alloys in a variety of areas. Among these is the pro-
posed use of molybdenum-base alloys as turbine components and tantalum-base
allioys for tubing and capsule fabrlcation.

One of the most Important properties of chese materials in such ap-
plications is the long time creep strength at elevated temperatiire. Since
the systems under consideration will operate either in the ultrehigh vacuum
of outer space or in environments such as metal vapor or liquid metals where
the partial pressure of reactive gasses is extremely low, it is necessary to
determine the creep properties of the proposed materials of construction in
an ultrahigh vacuum environment in order to generate representative design
data. Varlious refractory alloys are therefore belng creep tested in a vacuum
environment of <1 x 10-8 torr for times up to 15,000 hours., Materials of
current interest are the molybdenum-base alloy TZM, the tantalum-base alloys
T-111, and ASTAR 811C, and vapor deposited tungsten.

In additlon to the design creep tests which are being conducted in
this laboratory, a major effort was Initiated during the report period to
study the Infiuence of liquid lithium exposure on the creep behavior of T-111
alloy. This problem Is an important consideration In space power system
design because of the potentlial operation of the T-111 alloy in contact with
the liquid metal in nuclear power systems. The program is a cooperative
effort between NASA Lewls, who is procuring and heat treating the test
specimens, G.E. Evendale, who is performing the liquid metal exposures, and
TRW who is performing the UHV creep testing.

-

25
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EXPERiMENTAL PROCEDURE

Materials

Process.ng deta''s and sources of each of the test materials have
been summa-1zed prev:ous'y {!; Chemical anatyses of each heat of test
mater:al are shown :n Table 1

Only one spec men of TIM alloy is curvently on test. This specimen
was taken from a specitally fabricated, stress-relieved disc of TZM alloy
{Heat KDTZM-1175) which had a higher ihan ncrmal carbon content and which
was forged at very high temperarures (3400°F (2144K)) -n order to provide
an improved ca-bide dispers'on {2}, with relatively small grain size.

The tanta-um a: oys a-e be.ng evaluated predominately in the form
of nom:nat 0 030" sheet, a:(though a few selected tests have been conducted
on T-111 alloy 1n the form of strip or piate All of the tantalum materials
are being evaluated in the fully recrvstallized condition. Typical micro-
structuces for these test mate-iols have been presented previousty (1). The
standard heat treatment for the T-1.' alioy is | hour at 3000°F (1922K), while
the ASTAR 8i1C alloy 1s be:ng studied 'n two conditions of heat treatment,
1/2 hour at 3600 F (2255K) and | hour at 3000°F (1922K).

The T-1!! test material fo- the i;thium exposure pruogram was
fabricated as 0 020" sheet bv the Wah Chang Company, Heat MNoc 650050 The
material was procu-ed and specimens were machined and hea: treated at

the NASA Lew!s Resea-ch Certer After machining the specirers were given
s duplex heat t-eatment ccn:z'sting of | hour at 3000°F (7922k) followed by
1 hour at 2400 F (1589K) -n a diffusion pumped vacuum chansner. This heat
treatment was designed to s mu'are the standard 3000°F (.22K) anneal fol-
fowed by a post-weld stress rel.ef which would normal’y be applied to any
fabricated hardware tem After anneal:.ng, different spscimens were ex-
posed to 1'thium and to a 10~9 tor~ vacuum for 1000 fcurs at 1800°F (1255K)
and at 2400 F (1589K) by the General E'ectric Co. at Evendaie, Ohio,
Specific dent ty numbers of the specimens to be tested 1n the UHV creep
program are given in Taple 2. Another ser:es of specimens similar to those
listed +n Tab-e 2 are cur-en’!y being exposed for 5000 hours by General
Electr:c, and these spec'mens wii® be included in the creep test program
when the exposures are completed The as-received, post annealed and post
exposure oxygen analyses fo- the 1000 hour spvcimens are presented in
Table 3 These analyses, made at the NASA Lewis Research Center, indicate
significant oxygen pick-up during the annealing treatment, followed by a
corresponding dec-ease 'n oxygen level as a result of both the vacuum and
the lithium exposu-es, with the iithium deoxidation being more severe at
both exposure temperatures
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The CVD tungsten which is being evaluated on this program was
obtained in the form of 4'' long by .060' thick sheet-type creep test
specimens which were vapor deposited and machined to print by the vendor.
Chemica® analysis from a typical specimen is presented in Table 1. The
specimens were of the duplex type, meaning that the cross section contained
approximately 45 mils of a structure typical of the fluoride deposition
process, and approximately 15 mils of a structure typical of the chloride
deposition process. The annealing treatment for these specimens was 100
hours at 3272°F (2073K),

General Test Procedures

The experimental program is devoted to the generation of design data
by creep testing sheet and bar specimens at temperatures and stresses which
will provide one half to one percent creep in 2000 to 25,000 hours. Two
inch gauge length, button-head bar-type specimens and double shoulder, pin
loaded, sheet type specimens were used for testing of plate and sheet type
materials. The orientation of the specimen with respect to the working
direction is given below:

Material Form Specimen Axis Parallel to

Disc forging Radius

Plate Extruded or rolling dire.tion

Sheet Rolling direction {except where
Indicated)

Both the construction and operation of the test chambers and the
service instruments in the laboratory have been described in detail in
previous reports {Appendix 1). The creep test procedure involved initial
evacuation of the test chamber to a pressure of less than 5 x 10710 ¢orr
at room temperature, followed by heating of the test specimen at such a
rate that the pressure never rose above 1 x 10-6 torr. Pretest heat
treatments were performed in situ, and complete thermal equilibrium of the
specimen was attalned by a two-hour hold at the test temgerature prior to
load application. The pressure was always below 1 x 107% torr during the
tests and generally fell into the 10710 torr range as testing proceeded.
Specimen extension was determined over a two inch gauge length with an
optical extensometer which measured the distance between two scribed
reference marks to an accuracy of 50 microinches,
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Specimen temperature was established at the beginning of each test
using a W-3%Re - W-25%Re thermocouple. Since thermocouples of all types are
subject to a time-dependent change in EMF output under isothermal conditions,
the absolute temperature during test was maintained by an optical pyrometer.
In practice the specimen was brought to the desired test temperature using a
calibrated thermocouple attached to the specimen as a temperature standard.
The use of this thermocouple was continued during the temperature stabiliza-
tion perliod which tasted 50 to 100 hours. At this time, a rew reference was
established using an optical pyrometer having the ability to detect a tem-
perature difference of *1F°, and this reference was used subsequently as the
primary temperature standard.
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RESULTS AND DISCUSSIOH

Presentat.on and discussion of the test results will be divided ito
topical sections concerning each of the specific materials and programs in
progress. A summary of the tests conducted during this report period is
presented in Appendix Il together with all of the previous tests from the
vacuum creep program. C{reep curves for each test conducted during the cur-
rent reporting period are presented in Appnedix I11.

T-111 Test Results

The design characterization of T-111 alloy has been essentially com~
pleted with only a small number of conventional T-111 tests still in progress.
A Larson-Miller plot of the 1% creep life data developed from this test series
Is shown in Figure 1.

Preiiminary results from the T-111 lithium corrosion loop exposure
program are presented in Table 4, and are plotted together with the conven-
tional T-111 test results in Figure 1. The creep test program for this
material was originally conceived on the basis of 1000-2000 hour tests.

With approximately 60 tests anticipated in the lithium corrosion series, an
average test length on the order of 1500 hours would yield a total of about
96,000 test hours {12 specimens test years). However, the data in Figure

} indicate that the exposed T-111 test material is significantly stronger
than any of the heats tested previously, with all of the 1% creep life
results obtained to date falling above the previously established T-111
scatter-band. This result means that the tests which were originally
calculated to last between 1000 and 2000 hours are actually running for
significantly longer times, thereby complicating the experimental program
schedule. Thus, in order to limit the total program to a reasonable length,
it may be necessary to make the vacuum/lithium exposure comparisons for
these lithium exposed specimens on the basis of a Larson-Miller or equivalent
parametric type of plot rather than on a direct test-for-test basis.

Concerning the influence of lithium exposure on the creep behavior
of the T-111 alloy, only one pair of test results is available to date
(S-127 versus S~132). These results show a 1% creep life of 445 hours for
the specimen exposed 1000 hours to liquid lithium at 2400°F (1589°K), as
compared to 520 hours for the vacuum exposed specimen, indicating no signi-
ficant influence of the lithium exposure on creep life. 1t should be
emphasized that this result is only preliminary and that additional data
which will be developed during the coming report period will be required
to determine if the lithium exposure has a significant effect on the creep
life of T-111 alloy.
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FIGURE 1. LARSON-MILLER PLOT OF 1% CREEP LIFE FOR TANTALUM BASE ALLOYS T-111

AND ASTAR 811C.
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Table &4

Summary of Creep Test Data on Alkali Metal

Exposure Specimens

Stress

Test 5 Temperature

No. Exposure ksi  mN/m F K 1% Creep Rate
S-121 1000 hours 2400°F vacuum 4o 276 1650 1172 4500%
$-122 H " 50 344 1650 1172 1278%x*
S-124 u " 16 11 2000 1366 10,000%
S-132 " " 16 Th 2200 1478 520%
$-127 1000 hours 2400°F lithium 16 111 2200 1478 L5
*  Extrapolated

%% Ruptured at 1863.3 hours, rupture ductility - 27%

”"‘/
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ASTAR 811C Creep Life Results

The ASTAR 811C 1% creep life data generated to date on the program
are aiso plotted on the Larson-Miller diagram in Figure 1. it should be
noted that only data from the commercial heat of the ASTAR alloy are shown
tn thrs figure, with the earlier data from the laboratory heats having been
omitted for the sake of clarity.

The effort to characterize the creep behavior of ASTAR 8i1C annealed
1/2 hour at 3600°F (2255K) is essentially complete, w:th only a few tests
of material with the high temperature heat treatment still in progress.
Preliminary results on ASTAR 811C anneaied 1 hour at 3000°F indicate that
this annealing treatment produces a lower creep strength at temperatures
above 2000°F (1366K). The creep life data at '800, 1900, and 2000 F
(1255, 1311, and 1366K) test temperatures are essentiaiiy indistinguishabie
from the 1/2 hour at 3600°F (2255K) annealing treatment, with the significant
differences occurring only at the 2400 and 2600°F (1589 and 1700K) test
temperatures. This result Is consistent with the previously discussed
hypothesis (3) that the increase in creep strength caused by the higher
temperature anneal is primarily a grain size effect. The carbide acts pre-
dominantly as a grain boundary strengthener in each instance. Since the
creep strength of the ASTAR alloy was shown by Buckman (4) to be grain size
dependent at and above 2400°F (1589K} but not at 2000°F (1366K), it seems
reasonable that the strengthening achieved by increasing the g-ain zize
with a high temperature anneal would be effective only in the temperature
range where grain boundary sliding occurs. in fact it may weli be that
the improved strength at lower temperatures is predominately an alloying
effect due to rhenium, which is we'l known to be a potent soi:d solution
strengthening element in tantalum. During the coming report period addi-
tional 1% creep life data will be generated on the ASTAR 811C alioy annealed
i hour at 3U00°F (1922K), both for the purpose of developing a well documented
design curve for this heat treatment and for the purpose of obtaining addi-
tional data for comparison with the 3600°F {2255K) annealing treatment.

ASTAR 811C Creep Rate Analysis

in an effort to gain additiona! insight into the creep mechanisms
in the ASTAR 811C alloy, an analysis was made of the creep rate data from
specimens annealed 1/2 hour at 3600°F (2255K). in general, the ASTAR 811C
creep curves tended to exhibit the gradually increasing creep rate which is
characteristic of the refractory alloys, with slight primary creep appearing
only in the temperature ranges below 2000°F (1366K). The minimum creep
rates measured from the ASTAR 811C creep curves are shown in Table 5. Note
that the value reported at 1600°F (1144K) Is tentative, as it is not certalin
whether this test has yet reached Its minimum rate. Two approaches have
been used to analyze these rate data. The first approach was the graphical
type where the raw data were plotted to determine the stress and temperature
dependence of the creep rate. The second approach utilized a computer
assisted linear regression analysis to fit the data to various types of
creep rate equations. The results of both approaches are described below.
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Test Temperature
No. °F K

S-94 1600
$-90 1850
5-91 1950
$-92 2050
$-85 2175
$-76 2175
$-120 2300
5-86 2300
S$-123 2300
$-77 2400
S-74 2400
$-113 2500
s-106 2500
s-112 2500
$-95 2500
S-119 2500
s-78 2550
§-93 2700
$-96 2750
S-114 2900
$-97 2900

Table 5

Creep Rate Data for ASTAR 811C Annealed

172 Hour at 55K)
Stress Minimum Creep Rate

ksi_ mN/m2 hr-1
1144 40 276 8.0 x 107 7%
1283 35 241 3.3 x 1078
1339 30 207 2.7 x 1076
1394 25 162 1.5 x 1076
1463 20 138 2.2 x tojg
1463 25 162 1.3 x 10
1533 13 89.5 8.8 x 10_]
1533 15 103 2.0 x 10_¢
1533 17 117 4,2 x 10
1589 10 69.0 1.6 x 1073
1589 15 103 1.2 x 10
1644 5 35.0 6.2 x 1077
1644 6 41.1 1.0 x 10_,
1644 7 1.7 x 10_¢
1644 8 55.1 3.2 x 107
1644 10 69.0 7.5 x 10
1672 5 35.0 8.3 x 107/
1755 3 20.7 1.5 x 1076
1783 2.5 16.2 1.5 x 1076
1866 ] 6.9 1.2 x 10:2
1866 1.5 10.3 5.8 x 10

* Tentative Value - Specimen may not have reached minimum rate when value

determined.

1
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The creep rates reported in Table 5 are plotted versus test stress
on the customary log-log coordinates in Figure 2. The stress exponent
appears to range from about 4 at the higher test temperatures to about 8
at the lower test temperatures, although sufficient data are not available
to clearly define a stress exponent below 2i75°F (1463K). it was anticipated
that this variation of stress exponent with test temperature would make the
data difficult to analyze, and the results were therefore replotted on semi-
log coordinates to determine if an exponential stress law would yield a more
consistent representation. This type of plot, shown in Figure 3, is more
consistent with the measurable slopes ranging from .36 to .45, except for
the data at 2900°F (1866K). Metallographic examination of a 2900°F (1866K)
specimen after testing revealed that grain growth had occurred during the
creep test (Figure 4) which may explain the reason for this inconsistency.

in order to further correlate the ASTAR creep rate data, an activa-
tion energy for creep was estimated. This was done using the formula:

-AH/R = in€~1néy

where ¢} and ¢, are isostatic creep rates measured at the temperatures T

and T2, respectively (T in °K), R is the universal gas constant {1.987
calories/mole/°K) and AH is the apparent activation energy for creep.
Application of this formulta to the 10 ksi (69 mN/m2) data at 2400 and 2500°F
(1589 and 1644K) yielded an apparent activation energy for creep of approxi-
mately 146 Kcal/mole (5000 J/mole} While application to the 5 ksi (103
mN/m2) data at 2300 and 2400°F (1533 and 1589K) yielded an estimate of

156 Kcal/mole (5340 J/mole). Both of these values seem high when compared
with the tantalum self diffusion coefficient of approximately 100 Kcal/mole
(3420 J/mole) An explanation for this difference is not currently available.

Using an activation energy of 150 Kcal/moie (5130 J/moie) values of
a temperature compensated creep rate parameter of the form:

e BH/RT

were calculated for each test, and these values were plotted on both semi-
log and log-log coordinates, Figures 5 and 6. Aiso shown on these plots,

for comparison, are values of the creep rate parameter calculated using the
seif diffusion activation energy of 100 Kcal/mole (3420 J/moie). These

plots do not behave in a typical fashion. For example, the high temperature
test data do not correlate well with the rest of the test results. This is
understandable in view of the previously noted grain growth observed during
testing at the highest test temperature. Of more basic importance, however,
Is the observation that the sicpe of the exponential plot, Figure 5, appears to
increase at the higher test stresses. The more normal behavior would be for
the slope to be constant at the higher stress levels and to decrease at lower

12
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IBILITY OF THE ORIGINAL PAGE IS POOR.

TR WINC. MATERIALS TECHNQLOGY

ASTAR 811C HEAT 650056 ANNEALED 30 MiNUTES AT 3600°F (2255K)

AS ABOVE, CREEP TESTED 4504.7 HOURS AT 2900°F (1866K) AND 1.5 KS!
(10.3 mN/m2) TO A TOTAL CREEP STRAIN OF 4.918%

FIGURE 4. ILLUSTRATING GRAIN GROWTH WHICH OCCURRED DURING CREEP
. TESTING OF ASTAR 811C ALLOY AT 2900°F (1866K). 100X
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FIGURE 5.

¢ .AH/RT

MATERIALS TECHNOLOGY
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stresses. The observed nontypical behavior of the exponentiai stress plot
leads to the supposition that the activation energy for creep may be
changing with temperature, thereby distorting the temperature compensated
creep rate plots which are based on constant aH values. To test this
hypothesis it would be desirable to construct isostatic Arrhenius plots
covering the temperature range of interest. This is not poss:ble becaise
of a lack of suitable data in the lower temperature range. The next best
approach s to construct a psuedo-Arrhenius type of plot where a stress
compensated creep rate parameter of the form

é/f{a)

is plotted against reciprocai absoiute temperature- One of the common stress
laws is generally used for the F(o) function. it has already been demonstrated
in Figure 2 that the stress exponent changes significantly w:th temperature in
the ASTAR alioy, making the power law a poor choice for this analysis. The
hyperbolic sine law couid not be used for the graphical part of the analysis
because the unusual high stress behavior of the exponential plot makes it dif-
ficult to graphically determine a value of a. ({Note the hyperbolic sine law
was used successfully in the mathematicai part of the analysis discussed below,
where a vaiue for a was determined using computerized procedures.) The only
choice remaining for the graphical analysis was the exponential law, which was
shown in Figure 3 to be relatively consistent at least to 2175°F (1463K). Values
of the parameter

-Bo
e

s

were therefore calculated for each of the ASTAR creep tests and are plotted
versus reciproacl temperature in Figure 7. The plot clearly indicates the
change in activation energy with temperature, with the AH value varying from
approximately 150 Kcal/mole (5130 J/moie) at the top of the plot to approxi-
mately 110 Kca